Diffraction and microscopy with ultrashort electron pulses can reveal atomic-scale motion during matter transformations. However, the spatiotemporal resolution is significantly limited by the achievable quality of the electron source. Here we report on the emission of femtosecond single/fewelectron pulses from a flat metal surface via two-photon photoemission at 50-100 kHz. As pump we use wavelength-tunable visible 40 fs pulses from a noncollinear optical parametric amplifier pumped by a picosecond thin-disk laser. We demonstrate the beneficial influence of photon energies close to the photocathode's work function for the coherence and duration of the electron pulses. The source's stability approaches the shot noise limit after removing second-order correlation with the driving laser power. Two-photon photoemission offers genuine advantages in minimizing emission duration and effective source size directly at the location of photoemission. It produces an unprecedented combination of coherent, ultrashort and ultrastable single/few-electron wave packets for timeresolving structural dynamics.
Introduction
The direct visualization of atomic motion in space and time in pump-probe diffraction requires a probing wavelength shorter than atomic distances; in addition, the pulse duration should be shorter than the fastest dynamics of interest, i.e. tens to hundreds of femtoseconds. Pump-probe electron microscopy and diffraction [1] [2] [3] [4] offer these capabilities, evident in a large range of recent discoveries, for example in the fields of condensed-matter physics [5] [6] [7] [8] , chemistry [9] [10] [11] [12] or surface science [13, 14] . On the one hand, time-resolved electron diffraction with brightest/densest electron packets [15] aims for single-shot imaging of macromolecular dynamics at hundreds-of-femtosecond resolution [16] ; this requires compensation of space charge broadening with microwave-based compression or streaking techniques [17] [18] [19] . The finally achievable pulse duration and degree of coherence are limited by the irreversible parts of these Coulomb interactions. On the other hand, single-electron pulses [20, 21] avoid space charge effects entirely and, when combined with dispersion control [22] , potentially offer few-femtosecond resolution and below, according to simulations [23] [24] [25] [26] . This may come at the cost of sample restrictions [16] , but pump-probe diffraction with single electrons was recently achieved on graphite, suggesting this concept's feasibility at least in the regime of reversible condensedmatter dynamics [27] .
In the absence of space charge, the decisive matter becomes the shape and size of the initial phase space after electron generation by femtosecond photoemission. All subsequent beam manipulations, for example with magnetic lenses or temporal compression, cannot practically reduce the initial phase space volume. The physics of photoemission hence determines the best achievable compromises at target, for example between pulse duration and monochromaticity [28] , between coherence and beam size [29] and between divergence and temporal distortions [30] , among others [31] . A fundamental study and optimization of photoemission in the femtosecond regime is therefore essential for advancing ultrafast imaging with electrons towards novel resolution regimes.
Here we investigate the use of two-photon photoemission instead of the commonly applied one-photon process for the ultrafast emission of diffraction-capable single-electron and few-electron pulses, generated at high repetition rate. We show that electron dispersion, incoherence and temporal distortions are all minimized simultaneously at photon energies approaching half of the photoemitter's work function. In addition, experimental optimization of emittance and emission duration becomes extremely simple in the two-photon regime, as a consequence of the nonlinear coupling between the optical pulses' peak intensity and the resulting current of femtosecond electrons.
Femtosecond photoemission
Ultrashort single-electron pulses are usually produced from flat metal photocathodes via photoelectric emission driven by femtosecond optical pulses at an ultraviolet wavelength [31] . While this scheme is practical and very stable [27] , the energy spread of photoelectrons is typically much larger (hundreds of meV) than that of the driving laser pulses (tens of meV) [22, 32] . This causes dispersive broadening of single-electron wave packets during acceleration and propagation [32] . After a wave packet compressor [22] [23] [24] , the achievable pulse duration is directly affected by the time-bandwidth product before the compressor [31] ; a minimized longitudinal emittance is therefore essential for ultimate pulse durations in the few-femtosecond and maybe attosecond regimes [4] . Also, the initial electron beam typically shows significantly more transverse momentum than the generating laser pulses. This causes the electron beam to diverge and reduces the ratio of transverse coherence to beam diameter at the diffraction target, limiting the ability to resolve the larger unit cells of complex materials [29] .
A main reason for these two types of phase space broadening during photoemission is mismatch between the laser's photon energy and the cathode material's work function [21] in combination with imperfections of the emitter material. In a simplified picture, the laser photons are absorbed in the metal and produce charge carriers that travel towards the surface. This, however, involves dephasing and scattering from impurities [33, 34] , homogenizing the electron energy spectrum and directions over all available phase space. Ejection into free space occurs for such carriers, or parts of their wave function, that have enough energy exceeding the material's work function. In the single-electron regime, the emitted wave packet hence covers all the energetically available phase space continuously [21] ; simply speaking, the laser's temporal and spatial coherence are lost in the photoemission process. The lower the difference between work function and photon energy, the lower is the increase of emittance when converting photons to electrons using photoemission from realistic metal surfaces.
In summary, there are three conditions for optimizing a photoemission-based femtosecond single-electron source. First, the photon energy should be close to the work function for avoiding excess bandwidth [21] . Second, the photoemission time, i.e. laser pulse width, should be optimized as a compromise between shortest duration and smallest bandwidth, using Fourier-limited optical pulses [21, 22] . Third, the area and angular spread of the photoemission process should be minimized for maximizing transverse coherence [29] .
Two-photon photoemission
These three conditions are difficult to realize in an experiment. First, production of ultrashort and wavelengthtunable laser pulses is challenging in the ultraviolet [35] [36] [37] , especially for high repetition rates in the hundreds of kHz regime. Second, minimizing the duration of photoemission requires chirp compensation at the location of the photocathode, i.e. in a vacuum environment, where optical pulse metrology is difficult. Characterizing the electron pulses themselves using laser-based streaking [32] or ponderomotive scattering [38, 39] is not routinely applicable in many laboratories. Third, minimizing the emission area to μm-sized diameters [27] is also difficult, because time-consuming waist scans with a well-aligned magnetic lens system [40] are required for a precise determination [29] .
These practical difficulties with conventional photoemission sources motivated the present research and application of a two-photon process for electron emission. Such an approach was briefly mentioned earlier [2, 27, 41, 42] , but neither details were given nor were tunable pulses applied. The expected advantage of twophoton photoemission is a second-order scaling between electron generation efficiency and the optical peak intensity at the photocathode material. The shorter the duration and the smaller the focus, the larger an electron current is measured. This simple relation should allow finding the optimum emission conditions easily in the experiment, without resorting to temporal electron pulse characterization or waists scans.
These questions remain: what optical intensity and pulse energy is required? How to generate the optical pulses at tunable photon energies? Are there thermal contributions to the electron current? How stable is the current over the many hours required for a pump-probe single-electron diffraction study [27] ? Is the transverse coherence comparable to conventionally generated beams [29] ? What is the relation between photon excess energy and beam emittance? And finally, is two-photon photoemission a practical approach for pump-probe single-electron diffraction of reversible condensed-matter dynamics? The present letter aims at answering these questions.
Experimental setup-tunable visible noncollinear optical parametric amplifier (NOPA) pulses and electron beam metrology
The experimental setup consists of a picosecond laser source, a frequency conversion unit, an electron source and a diffraction beamline with single-electron area detector. The picosecond laser is a regenerative Yb:YAG thin-disk amplifier producing 330 μJ pulses at a central wavelength of 1030 nm [43] , delivering 0.8 ps pulses at optimized conditions [43] and 1.0 ps in the present experiments. The laser's repetition rate is tunable between 50-400 kHz and was set to 100 kHz, appropriate for pump-probe single-electron diffraction [27] . The photocathode is a 20 nm gold layer on a sapphire substrate. Gold's work function at such conditions is about 4.3 eV [21] , corresponding to an optical wavelength of 290 nm. Hence, for two-photon photoemission, we need optical pulses that are tunable in the visible spectral range around and below 580 nm. For generating these pulses, we apply a NOPA based on an earlier design [44] , but specifically optimized for pumping with the picosecond pulses. A white-light continuum is difficult to achieve with long pump pulses [45] , but is here successfully established using a 4 mm YAG crystal pumped with pulse energies of about 7 μJ, focused using an f = 80 mm lens. Similar to earlier results [46] , the continuum smoothly covers the range 480-950 nm and makes an ideal seed light for the NOPA process in a 2 mm thick type-I BBO crystal at 37°. The pump pulses at 344 nm are derived from the thin-disk laser by frequency-tripling in a sequence of two group-velocity-compensating BBO crystals [44] , a 0.8 mm thick type-I crystal at 23.5°for second harmonic generation followed by a 1.5 mm thick type-II crystal at 62.8°for sum-frequency mixing. Pulses are compressed using a double-pass through two fused-silica prisms with a 68.7°apex angle at a separation of ∼65 cm. A dispersion-free autocorrelator [47] is applied for pulse characterization.
In this ps-driven NOPA, the ultraviolet pump pulses at 344 nm have a duration only slightly shorter than the fundamental pulses from the thin-disk laser, about 0.6-1 ps. Therefore, amplification of the chirped white-light is extremely broadband; spectra with Fourier limits down to 5.3 fs could be directly generated with a pulse energy of up to 1 μJ. This represents a factor of 150 in potential shortening of the ps-pulses from the high-power Yb:YAG disk laser. The particular spectrum used for photoemission experiments is shown in figure 1(a) and has a Fourier limit of 7 fs. In order to produce longer and tunable pulses for electron emission, some narrower parts of this spectrum are selected in the Fourier domain. To this end, the NOPA beam is focused through the two compressor prisms onto the end mirror, where an adjustable slit is located for filtering the spectrum; see figure 1(c) . This selects wavelength-tunable pulses of adjustable bandwidth with energies of several nJ. Figure 1(b) shows the series of spectra applied for photoemission, continuously covering the spectral range of 505-580 nm at photon energies of 2.1-2.5 eV. The slit width is chosen to select a spectral width corresponding to a Fourier limit of ∼40 fs. The effective duration of the cathode's two-photon emission process is 2 times shorter, about 30 fs. This is close to the optimum for generating shortest electron pulses assuming high-field electrostatic acceleration (10 kV mm
) [21] . Slight adjustment of the prism compressor for each selected wavelength is sufficient to compensate the NOPA output's higher-order dispersion.
For electron generation, the optical beam is expanded to a full-width-at-half-maximum diameter of ∼8 mm and sent into the electron source's vacuum chamber through a 3 mm thick fused-silica window. A f = 35 mm lens within the vacuum environment focuses the beam onto the photocathode, a 20 nm gold layer on the far side of a 1 mm thick sapphire substrate. The electrons are accelerated to 70 keV with an electrostatic field of ∼2.8 kV mm 
Results-quadratic emission increase and two-photon cross-section
We first show results on two-photon photoemission using sub-ps pulses at 515 nm produced directly via second-harmonic-generation at 50 kHz, and report on our findings with the tunable NOPA pulses at 100 kHz later. Figure 2(a) shows the number of emitted electrons per optical pulse in dependence on the applied peak intensity. The latter is estimated from the optical pulse duration, incident power, repetition rate, focus size and Fresnel losses of the lens and cathode substrate within the vacuum chamber. As expected, there is a quadratic dependence of the electron yield with pulse intensity. Less than 1 nJ of incident optical pulse energy is well sufficient for emitting more than one electron per pulse. Thermal effects at the photocathode are therefore negligible; this is also evident from the quadratic dependence in figure 2(a) . The effective radius of the electronemitting area is determined by knife-edge scans of the magnetically focused electron beam and by waist scans [29] ; we obtain a full-width-at-half-maximum of ∼8.5 μm or ∼3.6 μm rms, the common definition in ultrafast electron optics [48] . This measurement is resolution-limited and the reported value is therefore an upper limit.
Results-stability
After about one hour of conditioning, the long-term degradation of the source is less than 1% per hour. On shorter time scales, some fluctuations originate from the thin-disk laser's output noise. Figure 2(b) shows the correlation between the optical power at 1030 nm and the electron yield taken every ten seconds over a two-hour period. The correlation coefficient is ∼4, as expected from the effectively fourth-order nonlinear conversion process (unsaturated second-harmonic generation followed by two-photon photoemission). Interestingly, when removing this correlation numerically by dividing the electron yield by the fourth power of the measured optical power, there remains a residual, laser-independent noise of the electron source of 1.3% rms (see figure 2(c) ). This is a consequence of shot noise. An average of 0.13 electrons were generated per pulse at a 50 kHz repetition rate and images were integrated for one second; hence there are 6500 electrons per image. Assuming that the electron emission follows Poisson statistics, the shot noise is about ≈ 6500 /6500
1.2%. This is very close to the measured value. We conclude that our two-photon-driven electron source operates close to the quantum-limited regime of stability when numerically compensating for the measurable slow drifts of the laser power.
Results-emittance and pulse duration
We next report the results with tunable NOPA pulses, aiming for a decrease of emittance when approaching half of the work function. To this end we measured the direct, unfocused electron beam radius as a function of the photoemission pump wavelength. Using the tunable pulses of figure 1(b) , we obtain the beam results shown in figure 3(b) , left scale. Immediately evident is a clear shrinkage of the beam size with decreasing photon energy, demonstrating a reduction of emittance when less excess energy is available. The second finding is kind of a threshold when approaching the work function; no beam smaller than ∼1.8 mm radius could be generated with our system. Before we discuss these results, we deduce from the measured beam radius ′′ y on the screen the photocathode's transverse momentum spread and emittance. We consider a non-relativistic approximation and the geometry depicted in figure 3(a) . The optical focus size (a few μm) is negligible compared to the beam radius at the screen, millimeters. An electron emitted with a transverse velocity component ⊥ v moves along a parabolic trajectory in the cathode-anode region (L ) acc and later along a linear trajectory in the drift region (L ). drift The anode hole has a defocusing effect on the electron beam that can be approximated with a focal length of
The forward velocity after acceleration is ≈ v 0.47 0 c. Let us calculate the relation between initial transverse velocity ⊥ v and the point of incidence ″ y at the screen in a non-relativistic approximation. In the cathode-anode region, the acceleration is eE m / . The anode hole's defocusing effect ( ≈ − f L 4 ) acc and the further beam propagation over a distance L drift can be described by ray transfer matrices. At the screen, the final position ″ y and the transverse velocity ⊥ ′′ v are given by Inserting the basic quantities of the experimental geometry, we obtain This describes a linear relation between an electron's incidence point on the screen ( ″ y ) and its original transverse velocity after photoemission ( ⊥ v ). Therefore, in terms of distributions, the measured radial beam profile at the screen reveals the distribution of transverse velocities at the photocathode. A measured radius of the beam is hence directly converted to the spread of transverse velocity at the electron emitter. The results are shown in figure 3(b) with the right-hand scale.
These results, including trend and order-of-magnitude, compare very favorably to the one-photon data of Aidelsburger and co-workers [21] . For a photon energy close to the work function, or here half of the work function, emittance is reduced: shorter, more coherent and less spatiotemporally distorted electron pulses are produced. Assuming that the longitudinal velocity spread is similar to the transverse one [21] , i.e. a halfspherical initial shape of the initial phase space, sub-100 fs pulses are achievable with 10 kV mm −1 electrostatic acceleration [21] without requiring microwave compression [22] and advanced synchronization [28] . More importantly, if single-electron pulse compression is applied with time-dependent microwave fields [22] , any smaller phase space volume in the time/energy domain before compression either implies an improved monochromaticity or shorter pulses at target [22] . Transverse emittance determines the ability of electron diffraction to resolve atomic motion within complex unit cells, because only such atoms can mutually interfere that are not separated by significantly more than one coherence length. Nano-scale needle emitters are ideal in that aspect, but suffer from spatiotemporal correlations in the beam profile [50, 51] making pulse compression difficult. It is possible to apply apertures to dense electron pulses for improving coherence, but this implies space charge effects before the aperture that in part irreversibly reduce the ability for temporal compression. Our two-photon source's transverse normalized emittance is
with σ ⊥ and ⊥ v as rms values [48] . Assuming that the NOPA pulses at the optimum wavelength of 570 nm are focusable down to a full width of 5 μm (∼4 μm 1/e 2 -radius or ∼2.1 μm rms) at the gold layer, similar to what is achievable with 400 nm pulses [27] , we expect an effective source size of ∼1.5 μm rms and an emittance of ε ≈ ⊥ 0.6 nm. This is as good as our recently reported one-photon-driven ultrafast singleelectron source [27] with coherences exceeding biomolecular dimensions [29] , but here without any difficulties in reaching these values experimentally, namely without repetitive waist scans or electron pulse metrology. There are no significant spatiotemporal distortions or space-charge-induced emittance increases, hence we expect compressibility of the electron pulses to the few-femtosecond, potentially attosecond regime of duration [22, 31] .
Intriguing to us is the apparent threshold of transverse velocity spread when approaching half of the work function. The measured 120 km s −1 rms corresponds to an energy bandwidth of 0.04 eV. This residual spread and threshold might potentially originate from an inhomogeneous distribution of effective work functions, contributions by gold's Fermi velocity, surface roughnesses, inhomogeneous distributions of initial acceleration trajectories, or from the femtosecond emission duration via the uncertainty relation. Further theoretical considerations are required here [49] . The optical pulse energy of ∼0.3 nJ required for emitting one electron per pulse (see figure 2(a) ) corresponds to ∼8 × 10 8 photons. About half of these are absorbed in gold and produce in the excited volume a density of hot charge carriers of ∼10 21 cm −3 ; this is significant as compared to the metal's basic charge density. Nevertheless, our results show that the corresponding screening and scattering processes during femtosecond photoemission are insignificant for the emittance and energy distribution of two-photon emitted single electrons.
Conclusions
In conclusion, an optimized NOPA produces energetic pulses with a 7 fs Fourier limit even with picosecondlong pump pulses. More narrowband tunable pulses are generated by limiting the spectrum in the Fourier plane of the prism compressor. For generating femtosecond electron pulses, two-photon photoemission is found superior to the one-photon emission process used so far in our laboratory [4] . The practical advantages are an easy optimization of optical pulse duration and focus diameter directly at the site of electron generation within the vacuum system. Temporal electron pulse metrology and waist scans can be avoided. In addition, the experiment becomes significantly simpler. First, one optical frequency conversion stage is replaced by a bandwidth-free process in situ at the photocathode. Second, the optical pulses can be longer, since the duration of electron emission is intrinsically reduced by about 2 . Third, the effective emission area is by a factor of two smaller than the optical focus, alleviating the need for high-quality UV optics within the vacuum system. Fourth, the direct correlation of electron yield to laser power drifts without thermal contributions or saturation effects can effectively provide a short-term and long-term stability approaching the shot noise limit, without particular efforts for laser stabilization.
The general results, namely that the transverse momentum spread with two-photon photoemission is similar to that of single-photon emission at twice the photon energy, and that emittance decreases towards half of the work function with an evident threshold, should contribute to better understanding photoemission in general, for the benefit of a wide range of applications including particle acceleration, electron microscopy or quantum optics with electrons.
